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Microwave reaction with isoquinoline: According to GP2, isoquinoline (50 mg, 0.39 mmol, 1 equiv.), TMEDA (4.5 µL, 0.04 mmol, 10 mol %), MeMgCl (390 µL, 1.16 mmol, 3 equiv., 3M solution in THF), and hexane (800 µL) was added to an LCMS vial and heated at 180 °C for 30 min in a microwave reactor. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 9 as light brown oil (51 mg, 95%). 
Di(quinolin-2-yl)methane 4 (10)
From quinoline: According to GP1, quinoline (2.00 g, 15.50 mmol, 1 equiv.) in hexane (16 mL) was reacted with TMEDA (460 L, 3.10 mmol, 1 equiv.) and MeMgCl (7.8 mL, 23.25 mmol, 1.5 equiv., 3M solution in THF) at 120 C for 2 h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 10 as light brown oil (1.85 g, 88%). From 2,2'-biquinoline: 2,2'-biquinoline 3 (100 mg, 0.39 mmol, 1 equiv.), TMEDA (14 mg, 0.12 mmol, 30 mol %), and MeMgCl (0.40 mL, 1.17 mmol, 3 equiv., 3M solution in THF) in hexane (800 µL) was heated at 120 °C for 2 h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 10 as light brown oil (101 mg, 97% 
Bis(6-isopropylquinolin-2-yl)methane (12)
6-Isopropylquinoline (342 mg, 2.0 mmol, 1 equiv.) in hexane (1 mL) was reacted with TMEDA (116 µL, 1.0 mmol, 0.50 equiv.) and MeMgCl (2.0 mL, 6.0 mmol, 3 equiv., 3M solution in THF) at 120 C for 2 h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 12 as light brown oil (223 mg, 63%). 
Bis(6-methoxyquinolin-2-yl)methane (14)
According to GP1, 6-methoxyquinoline (159 mg, 1 mmol, 1 equiv.), TMEDA (30 L, 0.2 mmol, 0.2 equiv.), MeMgCl (1 mL, 3 mmol, 3 equiv., 3M solution in THF) in toluene (1 mL) was heated at 130 C for 14h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 14 as light brown oil (99 mg, 62%). 
Bis(6-phenylquinolin-2-yl)methane (16)
According to GP1, 6-phenylquinoline (205 mg, 1.00 mmol, 1 equiv.), TMEDA (75 µL, 0.50 mmol, 50 mol %), MeMgCl (1 mL, 3.0 mmol, 3 equiv.) in hexane 
Bis(7-methylquinolin-2-yl)methane (18)
According to GP1, 7-methylisoquinoline (143 mg, 1 mmol), TMEDA (60 L, 0.2 mmol, 20 mol %) and
MeMgCl (1 mL 
Bis(6-methylisoquinolin-1-yl)methane (19)
According to GP1, 6-methylisoquinoline (250 mg, 1.75 mmol, 1 equiv.), TMEDA (50 L, 0.175 mmol, 10 mol %) and MeMgCl (1.16 mL, 3.50 mmol, 2 equiv., 3M solution in THF) was reacted at 120 C for 4 h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 19 as light brown oil (227 mg, 87%). Hz) ppm. - 13 
Di(quinolin-4-yl)methane (22)
From 4-chloroquinoline: According to GP1, 4-chloroquinoline (23) (200 mg, 1.22 mmol, 1 equiv.) in hexane (4 mL) and toluene (1 mL) was reacted with TMEDA (90 L, 0.61 mmol, 0.5 equiv.) and MeMgCl (800 L, 2.44 mmol, 2 equiv., 3M solution in THF) at 120 C for 2 h. The crude material was purified by column chromatography [hexane/EtOAc, silica gel] to yield product 22 as light brown oil (165 mg, 61%). 
1-Isopropylisoquinoline 8 (27)
According to GP3, isoquinoline (500 mg, 3.88 mmol, 1 equiv.), TMEDA (157 mg, 1.36 mmol, 35 mol %), isopropylmagnesium bromide (0.78 mL, 2.33 mmol, 0.6 equiv., 3M solution in MeTHF) was heated at 120 °C for 2 h. The 
Bis(4-methylquinolin-2-yl)methanone (35)
Bis(4-methylquinolin-2-yl) methane (17) (50 mg, 0.167 mmol) was dissolved in toluene (4 mL) in a 15 mL 2-necked flask.
The solution was heated at 100 C, and air was bubbled continuously. Potassium tert-butoxide (37.5 mg, 0.334 mmol, 2 equiv.) was added in four portions every 2 h. After the addition of potassium tertbutoxide was complete, the reaction mixture was stirred overnight with continuous bubbling of air. Water (2 mL) was added, and the aqueous phase was extracted with 
Reaction progress monitoring at 50 C
The NMR was adjusted to 50 C and allowed to stay at this temperature for 10 min. A solution of isoquinoline (26 mg, 0.20 mmol, 1 equiv.), 1,4-dimethoxybenzene (13 mg, 0.09 mmol, 0.45 equiv.), and TMEDA (23 mg, 0.20 mmol, 1 equiv.) in d 6 -benzene (600 L) was allowed to warm for 5 min. MeMgCl (400 L, 1.20 mmol, 6 equiv., 3M solution in THF) was added and the PAD array with 54 acquisitions (nt = 36, 110 sec) and 190 sec spacers was collected for a total of 4.5 h.
S13

Magnesiated intermediate 30
Di(isoquinolin-1-yl)methane (9) (40 mg, 0.15 mmol) in d 6 -benzene (600 L) was heated at 60 C for 5 min. MeMgCl (300 L, 0.90 mmol, 6 equiv., 3M solution in THF) was added, and an 1 H NMR spectrum was recorded. S14
1-Methylisoquinoline (29)
S15 S16
X-Ray Crystallographic Data
Bis(4-methylquinolin-2-yl)methanone (35)
CCDC 1485873
Single Crystal Analysis: One molecule of C 21 H 16 N 2 O (35) constitutes the asymmetric unit of this structure ( Figure S1 ). The packing is dominated by centrosymmetric dimers which are sustained by weak C-H...N hydrogen bonding contacts and  interactions (approximately 3.38 Å, Figure S2 ). Figure S1. Asymmetric unit of bis(4-methylquinolin-2-yl)methanone (35). Thermal ellipsoids are at 50% probability.
X-ray Data Collection and Structure Solution Refinement: A suitable colorless
block-like crystal, with dimensions of 0.20 × 0.17 × 0.13 mm, was mounted in paratone oil onto a nylon loop. All data were collected at 98(2) K using a Rigaku AFC12/Saturn 724 CCD fitted with Mo K radiation (= 0.71073 Å). Data collection and unit cell refinement were performed using Crystal Clear software. 10 The total number of data was measured in the range 4.88 < 2θ < 52.0° using ω scans. Data processing and S17 absorption correction, giving minimum and maximum transmission factors (0.828, 1.000) were accomplished with Crystal Clear and ABSCOR, 11 respectively. The structure, using Olex2, 12 was solved with the ShelXT 13 structure solution program using direct methods and refined (on F 2 ) with the ShelXL 14 refinement package using fullmatrix, least-squares techniques. All non-hydrogen atoms were refined with anisotropic displacement parameters. All hydrogen atom positions were determined by geometry and refined by a riding model. 
